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General information: 1 H NMR and 13 C NMR spectra were recorded on a Bruker AM300, AM400
and Agilent AM400spectrometer. 19 F NMR was recorded on a Bruker AM300 and Agilent AM400 spectrometer (CFCl3 as an outside standard and low field is positive). Chemical shifts (δ) are reported in ppm, and coupling constants (J) are in Hertz (Hz). The following abbreviations were used to explain the multiplicities: s = singlet, d = doublet, t = triplet, q = quartet, m = multiplet, br = broad.
NMR yield was determined by 19 F NMR using fluorobenzene as an internal standard before working up the reaction.
Materials: All reagents were used as received from commercial sources, unless specified otherwise, or prepared as described in the literature. All reagents were weighed and handled in air, and refilled with an inert atmosphere of N2 at room temperature. Toluene was distilled from sodium immediately and degassed before used.
Compounds 1a-1f are prepared according to the literature, in which 1c-1f and 5 are the known compounds.
1 Figure S1 . Structures of thienylated bromo-DFBTs and thiophenes
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General procedure for the preparation of compounds 1.
To a 100 mL of Schlenk tube were added Pd(TFA)2 (2.5 mol %), Ag2O (2.0 equiv) and 4-bromo-5,6-difluorobenzo[c] [1,2,5]thiadiazole 4 (10 mmol, 1 equiv) under N2, followed by DMSO (30 mL) with stirring. Thiophenes (20 mmol, 2 equiv) were then added subsequently. The reaction mixture was stirred at 80 o C (preheated oil bath). After stirring for 6 h, the reaction mixture was cooled to room temperature, filtered and diluted with dichloromethane, washed with brine, dried over Na2SO4, filtered and concentrated. The residue was purified with silica gel chromatography to provide pure product.
tert-Butyl 5-(7-bromo-5,6-difluorobenzo[c][1,2,5]thiadiazol-4-yl)thiophene-2 -carboxylate (1a).
The reaction was run on a 10 mmol scale in 30 mL DMSO. The product was purified with silica gel chromatography to provide pure product 1a as a yellow solid (3.92 g, 90%); m. 
4-(5-Chlorothiophen-2-yl)-5, 6-difluoro-7-(5-hexylthiophen-2-yl)benzo[c][1,2,5]thiadiazole (3f).
The product (67 mg, 74% yield) was purified with silica gel chromatography (Petroleum ether / Dichloromethane 7, 31.6, 31.5, 30.1, 29.7, 29.5, 28.9, 28.8, 22.6, 22.5, 14.1, 14.0 108.4, 65.3, 64.8, 30.8, 19.2, 13.8 
